Technical Report IRRP-98-2
April 1998

£

el
11N

\——4

US Army Corps

of Engineers

Waterways Experiment
Station
L

Transformation of RDX and HMX Under
Controlled Eh/pH Conditions

by Cynthia B. Price, James M. Brannon, WES
Sally L. Yost, DynTel Corporation

|
|

|

Hi
il

i
[
iy
)

|
|

|
|

Approved For Public Reiease; Distribution is Unlimited

Denmnae~ -
Prepared f



The contents of this report are not to be used for advertising,
publication, or promotional purposes. Citation of trade names
does not constitute an official endorsement or approval of the
use of such commercial products.

"~
%  PRINTED ON RECYCLED PAPER



IRRP-98-2

Technicai Report

instaiiation Restoration

Research Program

7))

[

Sally L. Yost

by Cynthia B. Price, James M. Brannon
Approved for public release; distribution is unlimited



— /o
= Vol
| XTI || e |
— ( |
i
US Army COrDS &}V’MT/ )?? e /}
of Engineers AT\ L o [
Waterways Experiment e R f | Tecmoiooy | d
Station x{% ', {1’ E‘E\r (,.:f;& (,»v——hJ
i { v
P Ay W)jf“ i \f{%ﬂ | 1
Virdl ”%gi:ﬂlf"’ g S 2 A

“—1‘@."'«.-\3\\\/ i PP . Qx;f&;'f:*ﬁﬁ 1 |
g v / i
NG T, |
W R g J & ik |
TR et N Nl N
/il ) ’\:,/y;;ff’“" S } %7&3_“ O
ﬁ/ ,é° | Wﬁg\g;sf ey ’:}{E% 3[ //9.« o~ ; -
) AN e T i J | o
BTN T A i :
gy, (L »\Ngsg\g%w N N (TER < !
\B{@Qﬁ SN s el aaoRaton ,i (\ﬁ
o \}?Sé R N
\-‘\\i Eﬁé\\\
\‘3“ N RN FOR INFORMATION CONTACT:
X\&{L, ALY AV ARNY PUBLIC AFFAIRS OFFICE
o U.S. ARMY ENGINEER
ENVIRONMENTAL ‘Q ﬁ_w /m\\\ ‘ Ba g-%iffs’ / / WATERWAYS EXPERIMENT STATION

Damwiomr A WP S g Y 3008 HALLS FERRY ROAD.

W e | s s s

©

< s ) G
; % RN oSy A - stRucTures
W ) =y 4 4 LABORATORY
A ’

S e
=y = -

e AREA OF RESERVATION - 27 sgwm

Waterways Experiment Station Cataloging-in-Publication Data

Price, Cynthia B.
Transformation of RDX and HMX under controlled Eh/pH conditions / by Cynthia B. Price, James M.

Brannon, bauy i.. Yost; preparea for U.S. /-\rmy L;OFDS of t:nglneers

32 p. 1 ill. ; 28 cm. — (Technical report ; IRRP-98-2)

Includes hlhllnnra nhrr‘ references.

1. Explosives — EnvrronmentaI aspects. 2. Groundwater flow. 3. Soil absorption and adsorption.

I. Brannon, James M. Il. Yost, Sally L. lll. United States. Army. Corps of Engineers. V. U.S. Army
Engineer Waterways Experiment Station. V. Installation Restoration Research Program. VI. Series:
Technical report (U S. Army Engineer Waterways Experiment Station) ; IRRP-98-2.

TAZ\AINA

1A7 W34 no.IRRP- g8-2



Contents

Preface . ... Y
I—INtroduction . . .. ... e 1
2—MateridsandMethods . . ...... ... .. 2
SOil Preparation .. ... 2
Eh/pH Incubations . ......... ... 2
MassBaance of [“C] RDX . ...ttt 3
3—Resultsand DISCUSSION . . . .. oottt 5
Effectsof EhandpHONRDX . ... ... .. .. . . 5
MassBaance of [“C] RDX . .......ouiiiiii i 14
Effectsof EhandpH on HMX . ... ... ... ... ... .. . . ... .. ... ... 15
4—CoNnClUSIONS . .. ..o e 22
ReEfErenCeS . . ... 23
SF 298

List of Figures

Figurel. Systemusedtocontrol EhandpH overtime................. 3
Figure2.  RDX agueous concentrations over timeat eachpH level ...... .. 6
Figure3. Massof RDX remaining 15 days after addition of 26 mg RDX ... 7

Figure4.  Total mass of RDX remaining 15 days after addition of
26 mg RDX at variousEhandpHvalues .. ................. 8

Figure5.  MNX agueous concentrations over time at each pH/Eh
CONItION . .ot 10

Figure6. RDX and its transformation products in solution at each
pH over timeat -150mV ... ... ... . .. 12

Figure7.  HMX agueous concentrations over time at each pH/Eh
conditioninRDX test .. ... 13



Figure8.  Percent recovery of RDX 15 days after addition of RDX .. .... 15
Figure9.  Cumulative mineralization rate for RDX in mass balance

FEACIOIS . . . ittt e e 16
Figure 10. HMX agueous concentrations over timeat eachpH level .. .. .. 17
Figure11. Massof HMX remaining 21 days after addition of HMX

at variousEhand pH conditions . .. ........... .. .. ... 19
Figure 12. Percent recovery of HMX 21 days after addition of HMX .. . ... 20
Figure 13. Mass of MN-HMX remaining 21 days after addition of

26 mg HMX at various Eh and pH conditions. . ............. 21
List of Tables
Table 1. Mean Kds forRDX onDay 15.......... ... ..o iin... 8
Table 2. Regression Coefficient, First-Order Rate Coefficient,

and Half Lifefor RDX at Each Eh/pH Treatment .. ........... 9
Table 3. Regression Coefficient, First-Order Rate Coefficient,

and Half Life for HMX in the RDX Test at Each Eh/pH

Treatment . ... ... .. 14
Table4.  Percent Recoveries of Radioactivity in Each Phase of the [*C]

RDX MassBalanceStudies .. ............ ..., 15
Table5. Regression Coefficient, First-Order Rate Coefficient,

and Half Lifefor HMX at Each En/pH Treatment ........... 18
Table 6. Mean Kds for Day 21 HMX Water and Soil Concentrations . ... 20



Preface

The studies reported herein were conducted by the Environmental Laboratory
(EL) of the U.S. Army Engineer Waterways Experiment Station (WES),
Vicksburg, MS. The research was conducted as part of the Installation
Restoration Research Program (IRRP) and the Environmental Quality Basic
Research Program. Dr. M. John Cullinane, WES, was the Program Manager.
Dr. Clem Meyer was the IRRP Coordinator at the Directorate of Research and
Development, Headquarters, U.S. Army Corps of Engineers.

Personnel who cooperated in the execution of the study and preparation of this
report included Ms. Cynthia B. Price and Dr. James M. Brannon, Ecosystem
Processes and Effects Branch (EPEB), Environmental Processes and Effects
Division (EPED), and Ms. Sally Yost, DynTd Corporation. The authors wish to
acknowledge Ms. Toni Neuman and Mr. Gregory Y oung for technical assistance.
Technical reviews were provided by Drs. Judith C. Pennington and Chris J.
McGrath, EPED.

The study was conducted under the direct supervision of Dr. Richard E. Price,
Chief, EPED, and under the general supervision of Dr. John Harrison, Director,
EL.

At the time of publication of this report, Director of WES was Dr. Robert W.
Whalin. Commander was COL Robin R. Cababa, EN.

This report should be cited as follows:

Price, C. B., Brannon, J. M., and Yost S. L. (1998).
“Transformation of RDX and HM X under controlled Eh/pH
conditions,” Technical Report IRRP-98-2, U.S. Army Engineer
Waterways Experiment Station, Vicksburg, MS.

The contents of this report are not to be used for advertising, publication, or
promotional purposes. Citation of trade names does not constitute an official
endorsement or approval of the use of such commercial products.



1 Introduction

Hexahydro-1,3,5-trinitro-1,3,5-triazine (RDX) and 1,3,5,7-tetranitro-1,3,5,7-
tetrazocine (HMX) are widely used military high explosives. Past manufactur-
ing, loading, assembling, and packing operations of these compounds have
resulted in soil and groundwater contamination (Layton et al. 1987). For example,
Spalding and Fulton (1988) found an extensive groundwater plume of RDX in
association with past activities conducted at Cornhusker Army Ammunition Plant.
Off-post groundwater concentrations greater then 35 pg/L have been reported
(Hansen et al. 1984).

RDX istoxic to aquatic organisms including algae, some invertebrates, and
fish (Etnier 1986; Burton and Turley 1995). Cataldo et al. (1990) found RDX to
be more mobile and plant available than related munitions such as TNT. RDX is
also toxic to rodents (Merck and Co. 1983) and is detrimental to reproduction in
rats (Cholakis et a. 1980). Transformation of RDX to mononitroso, dinitroso,
and trinitroso derivatives under anaerobic conditions has been reported
(McCormick, Cornell, and Kaplan 1984a; Crawford 1995). Under anaerobic
conditions, 80 percent of the radioactivity in [C*] RDX was mineralized to **CO,
(Skkaet al. 1980). Resistance to aerobic degradation has also been reported
(McCormick, Cornell, and Kaplan 19844, b; Spanggord et al. 1980; Hoffsommer
et a. 1978). Little or no soil sorption of RDX occurs (Selim, Xue, and | skandar
1995; Sikkaet a. 1980; Leggett 1985; Pennington and Patrick 1990).

Little is known of the transformation of HMX. Spanggord et a. (1980)
reported formation of mononitroso, dinitroso, and trinitroso derivatives of HMX
under anaerobic conditions. McCormick, Cornell, and Kaplan (1984a, b) found
HMX to be persistent under aerobic conditions, but observed transformation under
anaerobic conditions. Little evidence for aerobic degradation of HMX was
reported from soil column studies (Green, Kaplan, and Kaplan 1985).

In order to fully evaluate problems with release into soils and the aquatic
environment, an understanding of the mobility, persistence, and transformation of
RDX and HMX isrequired. The objective of this study was to determine the
effects of redox potential (Eh) and pH on RDX and HM X transformation in soil.

Chapter 1 Introduction



2 Materials and Methods

Soil Preparation

The study used a predominantly clay (49 percent) agricultural surface soil
from the Mississippi River floodplain. The soil was classified as very fine,
montmorillonite, nonacid, thermic Vertic Haplaguept (U.S. Soil Conservation
Service classification) and designated Y okena Clay. The soil was air-dried,
ground, and sieved through a 2-mm sieve before storing at room temperature.

Eh/pH Incubations

Tests were conducted in 2,800-ml Fernbach flasks. Organic matter
(0.5 percent w/w) obtained from the Atchafalaya Basin, Louisiana, was added as
an energy source to increase the rate of reduction in the soil by the native
microbial community. Sufficient distilled deionized water was added to the
flasks to produce a water-to-solids ratio of 18:1 (150 g oven dry weight soil in
2,600 ml water). The water-soil durries were kept in suspension by magnetic
stirring and were maintained at room temperature that averaged 30.5 + 1.02 °C.

Control of Eh and pH in the durries was maintained using the methods
developed by Patrick, Williams, and Moraghan (1973) with some modifications
(Brannon 1983). The Eh was monitored by platinum and Ag-AgCl electrodes
connected to a pH-millivolt meter (Beckman Instruments, Fullerton, CA)

(Figure 1). Eh was set on ameter relay (Currier and Roser, New Orleans, LA),
which, by activating an aguarium air pump when the set point was reached,
prevented the Eh from falling below the preset value. When the suspension was
oxidized to the set Eh, the meter relay automatically switched off the air pump.
To help maintain anaerobic conditions, nitrogen gas was flushed through the
system at arate of approximately 15 ml/min. System pH was monitored using a
combination pH electrode connected to a separate pH-millivolt meter. A set
slurry pH was maintained by injecting 1.0 N HCI or NaOH via a syringe through
aserum cap. The soil suspensions were alowed to incubate and stabilize for 1 to
2 weeks before addition of RDX or HMX.

Chapter 2 Materials and Methods



Redox Meter ,,»A—t%q pH Meter

pH Reference Electrode

Redox Reference Electrode

Redox Electrodes

Thermometer

Figure 1. System used to control Eh and pH over time

The study consisted of triplicate tests at three Eh levels, +500 (oxidizing),
+250 (moderately reducing), and -150 mV (highly reduced), and four pH values,
5.0, 6.0, 7.0, and 8.0. After stabilization, one milliliter of acetone containing
2.6 mg RDX or HMX (equivaent to 10 mg/L) was added. All flasks were
covered with auminum foil prior to spiking to prevent photodecomposition of
the added compounds. For RDX treatments, durry samples were withdrawn at
15 min, 1, 3, 6, 10, and 15 days after addition of 26 mg RDX. For HMX
treatments, samples were taken at 15 min, 2, 7, 12, 16, and 21 days after addition
of 26 mg HMX. Samples were centrifuged at 1,000 RCF for 30 min. For RDX
treatments, the aqueous phase was analyzed for RDX and its transformation
products including the mononitroso, dinitroso, and trinitroso derivatives and for
the coproduction product HMX. For HMX treatments, the aqueous phase was
analyzed for HMX and its mononitro derivative (MN-HMX). Anayseswere
performed according to EPA SW-846 Method 8330 (U.S. Environmental
Protection Agency (EPA) 1990). At the end of the experiment, both aqueous and
soil phases were analyzed. Dueto limited changes in aqueous phase concentra
tions of HMX in RDX treatments over time, the incubation time for HM X
treatments was increased to 21 days. The soil phases were analyzed for the same
parameters as the aqueous phases.

Mass Balance of ['*C] RDX

Mass balance of RDX was determined using uniformly ring-labeled
[“C]RDX (New England Nuclear Research Products, Boston, MA). Tests were
runin triplicate at +500, +250, and -150 mV at pH 5, 7, and 8. A bubble trap
containing 1 N KOH was attached to each flask to trap CO,. Thetotal

Chapter 2 Materials and Methods



incubation period was 15 days. The KOH traps were sampled daily, and the water
and soil were sampled on Day 15. Radio-activity in the agueous phase and in

CO, traps was determined by counting 1 ml of water or KOH in 15 ml Ultima
Gold Liquid Scintillation Cocktail (Packard Instruments, Meridan, CT) on a
Packard Tricarb 2500 TR Liquid Scintillation (LS) Counter (Packard

Instruments, Meridan, CT). The soil was analyzed for radioactivity by complete
combustion in aModel 307 Packard Sample Oxidizer (Packard Instruments,
Meridan, CT). Radiolabeled CO, was trapped in Carbo-Sorb and Permaf|uor
Liquid Scintillation Cocktail (Packard Instruments, Meridan, CT) and assayed by
LS.

Chapter 2 Materials and Methods



3 Results and Discussion

Effects of Eh and pH on RDX

At all pH levelsin the +500- and +250-mV Eh treatments, RDX mass was
relatively stable over time, with the exception of the pH 8, +250-mV treatment,
where a marked concentration decrease was noted on Day 15 (Figure 2). RDX
concentrations decreased over timein al -150-mV treatments, but never com-
pletely disappeared from solution (Figure 2). Results of soil analyses were
consistent with results for the agueous phase, in that the ratios of concentrations
in oxidized to reduced treatments were similar (Figure 3). However, approxi-
mately 8:1 of the RDX was recovered from the agueous phase. Similar results
have been reported for groundwater (Spaulding and Fulton 1988), river systems
(Spanggord et a. 1980), and activated dudge (Hoffsommer et a. 1978). Under
anaerobic conditions (-150 mV), RDX removal (aqueous plus soil) remova from
the durries (soil plus water) was observed over the entire pH range (5-8)
(Figure 4). The highest apparent removal occurred at pH 7, in agreement with
Crawford (1995), who found that pH 6.5 to 7.0 and redox potentials between
-100 and -300 mV were optimum for RDX removal. To determine if Eh/pH
conditions affected sorption of RDX, single-point distribution coefficients (Kd)
for each Eh and pH were calculated from measured aqueous and soil RDX
concentrations on Day 15, where

Kd = 0®)/C(1) D
where

0 = soil concentration (mg/kg) at sampling time (¢)

C = agueous concentration (mg/L) at sampling time (¢)
Kds were lowest under highly anaerobic conditions, specifically a pH 5, 6, and 7,
indicating decreased soil sorption under anaerobic conditions (Table 1). Effects
of pH on sorption were noted in the +250-mV test where sorption at pH 8
exceeded that observed at lower pH vaues by afactor of 9.2. Under moderately

reducing conditions, sorption was highest at pH 8. Under highly aerobic condi-
tions, pH did not affect sorption.

Chapter 3 Results and Discussion
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Soil

Figure 3. Mass of RDX remaining (aqueous and soil phases) 15 days after

addition of 26 mg RDX
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wﬂoo mV
950 mV
HO mV

Figure 4. Total mass of RDX remaining (aqueous plus soil) 15 days after
addition of 26 mg RDX at various Eh and pH values

Table 1

Mean Kds (L/kg) (standard error) for RDX on Day 15

pH +500 mV +250 mV 150 mV

5 2.25 (0.19) 2.35 (0.59) 1.14 (0.08)
6 2,52 (0.22) 2.46 (0.21) 0

7 2.46 (0.17) 2.73 (0.25) 0.76

8 2.01 (0.09) 23.1 (3.0) 2,51 (2.0)

Processes that remove RDX from solution can be expressed with pseudo first-
order kinetics which take the form

de/dt = -ke (2
where

¢ = chemical concentration of reacting substance
k = pseudo first-order reaction constant

t =time

Chapter 3 Results and Discussion



Alternatively, a pseudo first-order kinetic model may be expressed as
In(c, /c) =kt (©)

where ¢, istheinitial (+ = 0) concentration of the reacting substance. Once a
value of k is obtained, the half-life period of the reacting substance ¢,,, can be
calculated using the equation (Fair, Geyer, and Okun 1968)

k = 0.693/1,, 4)

To quantify the rates of disappearance, RDX concentrations were fit to the
pseudo first-order kinetic equation. The RDX removal rate from solution was
much faster at -150 mV than at +500 mV or +250 mV (Table 2). Therate
coefficients (k) for the highly anaerobic systems were substantially higher,
ranging from 0.12 at pH 5 and 6 to 0.24 at pH 7 as compared with 0 to 0.008 in
the +500- and +250-mV tests (Table 2). Half lives (¢,;,) for RDX were less than
6 hr for the -150-mV tests compared with > 77 hr for the +500- and +250-mV

tests (Table 2).

Table 2

Regression Coefficient (r?), First-Order Rate Coefficient (k), and

Half Life (t,,) for RDX at Each Eh/pH Treatment

pH [ [ K hr [ £,z hr
+500 mV

5 0.002 NS! NS

6 0.75 0.007 99

7 0.16 NS NS

8 0.40 NS NS
+250 mV

5 0.09 NS NS

6 0.66 0.008 77

7 0.0008 NS NS

8 0.58 NS NS
-150 mV

5 0.96 0.12 6.0

6 0.85 0.12 5.7

7 0.99 0.24 2.9

8 0.97 0.17 4.1

! NS indicates rate constant was not significantly (p < 0.05) different from zero.

The RDX transformation product, MNX, appeared in all treatments.
Aqueous concentrations generally increased over timein the +500- and +250-mV
tests (Figure 5). By Day 15, solution concentrations in the +500-mV test ranged
from 0.07 mg/L at pH 810 0.14 mg/L at pH 7. The moderately reducing
(+250-mV) test results showed an increase in MNX concentrations over timein
the pH 6, 7, and 8 treatments to approximately 0.1 mg/L and a disappearance of
MNX in solution by Day 15 in the pH 5 tests. The disappearance of MNX in the
+250-mV tests was accompanied by the appearance of 0.058 mg/L DNX and

Chapter 3 Results and Discussion
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Figure 5. MNX aqueous concentrations over time at each pH/Eh condition
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0.018 mg/L TNX inthe pH 8 tests. This marked the only detection of DNX and
TNX in the +500-mV and +250-mV treatments.

As reported by McCormick, Cornell, and Kaplan (1984a), the disappearance
of RDX in the -150-mV test was accompanied by the appearance of MNX,
DNX, and TNX derivatives of RDX formed by sequentia reductions of the nitro
groups to nitroso groups (Figure 6). MNX appeared in solution within 24 hr
following addition of RDX with a corresponding decreasein RDX concentrations.
Similarly, DNX and TNX solution concentrations increased as MNX concentra-
tions began to decrease (Figure 6). Peak DNX and TNX aqueous concentrations
occurred in the pH 7, -150-mV tests (0.24 and 0.18 mg/L, respectively).

HMX, a homologue and coproduction product of RDX, was also present in
solution during the entire incubation period. Production grade RDX generaly
contains significant amounts of HMX, from 8 to 13 percent (Rosenblatt 1981).
The RDX used for the Eh/pH incubations contained 12 percent HMX. HMX
concentrations in solution remained relatively stable over time in the +500- and
+250-mV tests, but decreased over time in the -150-mV tests (Figure 7).
Disappearance of HM X was slower than disappearance of RDX, which agrees
with results reported by McCormick, Cornell, and Kaplan (19844) for anaerobic
sewage sludge. The rate coefficients (k) for HM X in the anaerobic systems were
lower (0.03 and 0.06) than for the anaerobic systems for RDX (0.12 to 0.24)
(Table 3). The half livesfor HM X ranged from 11 and 22 hr while half lives for
RDX ranged from 4.1t0 6 hr.

Redox potential had a marked effect on RDX recovery. RDX was relatively
stable at +500 mV for all pH levels (Figure 8). At +250 mV, RDX was less
stable, particularly at pH 8, where only 16 percent of the unlabeled RDX was
recovered from the water and soil phases. RDX was least stable at -150 mV,
where only 1.7 percent of the added RDX remained in the pH 7 treatment
following 15 days of incubation (Figure 8). These results indicate that RDX is
relatively stable in the systems under oxidizing and moderately reducing condi-
tions at pH 7 or lower and unstable in highly reduced systems. McCormick,
Cornell, and Kaplan (1984a) observed similar resultsin nutrient broth culture
studies and found that the biotransformation of RDX occurred only under
anaerabic conditions with no activity observed under aerobic conditions.

Mass Balance of ['*C] RDX

Mogt of the radioactivity remained in the agueous phase of the soil:water
slurries except in the -150 mV, pH 7 tests, where 80 percent was mineralized as
CO, (Table 4). Sikkaet al. (1980) reported similar findings in sediment-amended
wastewater reactors where the evolution of **CO, accounted for 80 percent of the
radiolabeled carbon in the tests.

Chapter 3 Results and Discussion
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Figure 7. HMX aqueous concentrations over time at each pH/Eh condition in RDX test
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Table 3
Regression Coefficient (r?), First-Order Rate Coefficient (k), and
Half Life (t,,) for HMX in RDX Test at Each Eh/pH Treatment
pH r k, hr t,, hr
+500 mV
5 0.004 NS* NS
6 0.04 NS NS
7 0.46 NS NS
8 0.59 NS NS
+250 mv
5 0.10 NS NS
6 0.03 NS NS
7 0.39 NS NS
8 0.0006 NS NS
-150 mV
5 0.44 NS NS
6 0.91 0.03 22
7 0.98 0.06 11
8 0.04 NS NS
! NS indicates that the rate constant was not significantly (p < 0.05) different from zero.

Table 4
Percent Recoveries of Radioactivity in Each Phase of the ['*C] RDX Mass Balance
Studies

+500 mV -150 mV
pH Soil Water KOH Total Soil Water KOH Total
5 25.7 64.8 2.87 93.4 15.0 50.6 18.1 83.7
7 7.03 87.8 5.35 100.2 3.19 14.3 80.1 97.6
8 19.9 68.4 2.74 91.0 19.9 46.4 17.6 83.9

Mineralization was higher in the pH 5 and 8 reactors under anaerobic

conditions (~18 percent) compared with mineralization in the oxidized reactors

under the same pH conditions (~ 3 percent). Mineralization rates were higher

under anaerobic conditions compared with aerobic conditions, regardiess of pH

(Figure 9). Therate of anaerabic mineralization was highest at pH 7

(19.6 pg/day).

14
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Figure 8. Percent recovery of RDX (aqueous plus soil) 15 days after addition of
RDX

Effects of Eh and pH on HMX

HMX agueous concentrations were relatively stable over time with the
exception of the pH 6 and 7, -150-mV tests in which HM X concentrations
decreased over time (Figure 10). These results reveal trends similar to those for
HMX that co-occurred with RDX treatments. A first-order kinetic equation was
used to describe the rate of HMX disappearance. HMX removal from pH 6 and
7 solutions was more rapid in the -150-mV than in the +500-mV test (Table 5).
The HMX removal rate in the +250-mV, pH 7 treatment approximated that in
the -150-mV tests (Table 5).

Eh and pH affected HMX sorption characteristics (Figure 11). At pH 8 in the
+500-mV tests, lessHM X was in solution than a pH 5, 6, and 7. HMX soil
concentrationsin the pH 8 test (10.2 mg) were aso higher than the concentra-
tionsinthe pH 5, 6, and 7 treatments (Figure 11). Single-point distribution coeffi-
cients (Kd) for each Eh and pH were calculated from measured agueous and soil
HMX concentrations on Day 21. Kds were lowest under highly anaerobic condi-
tionsat all pH levelsindicating decreased soil sorption under anaerobic conditions
(Table 6). Effectsof pH on sorption were noted only in the +500-mV treatment,
where sorption at pH 8 exceeded that observed at lower pH by afactor of approxi-
mately 8. These results indicate that HM X sorption will be lowest under highly

Chapter 3 Results and Discussion
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Figure 9. Cumulative mineralization rate for RDX in mass balance reactors
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Table 5

Regression Coefficient (r?), First-Order Rate Coefficient (k), and

Half Life (t,,) for HMX at Each Eh/pH Treatment

pH r k, hr t,, hr
+500 mV

5 0.66 0.0005 1,386

6 0.76 0.005 139

7 0.53 NS* NS

8 0.002 NS NS
+250 mv

5 0.75 0.04 17.3

6 0.21 NS NS

7 0.55 NS NS

8 0.46 NS NS
-150 mV

5 0.006 NS NS

6 0.99 0.05 154

7 0.95 0.02 30.1

8 0.0008 NS NS

! NS indicates that the rate constant was not significantly (p < 0.05) different from zero.

reduced conditions. Under highly aerobic conditions, sorption was highest at
pH 8. Moderately reducing conditions result in the highest adsorption of HMX by
soil over awide range of pHs.

Redox potential and pH significantly affected HM X stability. HMX was
relatively stable under most Eh/pH conditions. HMX was most stable at
+500 mV, pH 6 with 96 percent of the added HM X remaining in the system.
HMX was least stable in the -150-mV test at pH 6 where 25 percent remained in
the system (Figure 12), mirroring results observed in culture studies (McCormick,
Cornell, and Kaplan 1984a). These results indicate that HM X in soil isrelatively
stable under awide variety of redox and pH conditions and |east stable under
highly reducing conditions at pH 6.

Production of the transformation product MN-HMX was strongly related to
redox potential (Figure 13). The -150-mV pH 6 and 8 treatments showed the
highest agueous concentration by Day 21 of sampling. These results are
consistent with those of McCormick, Cornell, and Kaplan (1984a), who saw only
negligible HM X transformation under aerobic conditions. McCormick, Cornell,

Chapter 3 Results and Discussion
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Table 6

Mean Kds (L/kg) (standard error (n = 3)) for Day 21 HMX Water and
Soil Concentrations

pH +500 mV +250 mV -150 mV
5 6.13 (0.42) 16.7 (5.6) 1.80 (0.02)
6 4.32 (0.86) 23.8(8.2) 1.25 (0.28)
7 10.1 (0.84) 19.8 (1.7) 4.41 (2.4)
8 37.7 (2.8) 20.0 (4.0) 1.97 (0.16)
0
% Recovery of HMX
100
> 80
)
g 60
@ 40
o
s 20
0

Figure 12. Percent recovery of HMX (aqueous plus soil) 21 days after addition

of HMX

and Kaplan (1984b) found that HM X persisted in activated sludge except under
anaerobic conditions where reduction to mononitroso, dinitroso, and trinitroso
derivatives occurred. Soil concentrations of MN-HM X were also highest in the
-150-mV system, reaching a concentration of 7.3 mg in the pH 6 test (Figure 13).
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4 Conclusions

RDX added to soils was least stable under highly reduced conditions.
Oxidizing (+500-mV) and moderately reducing (+250-mV) conditions did not
significantly affect RDX stability except at the higher pH level of 8 at +250 mV.
The pH had a marked effect on mineralization in the anaerobic reactors with
80 percent of the radioactivity recovered as **CO, at pH 7 compared with
18 percent at pH 5 and 8. Anaerobic conditions promoted increased
transformation of RDX to MNX. RDX sorption was affected by Eh and pH.
Anaerobic conditions decreased soil sorption, and at +250 mV, sorption was
highest at pH 8.

RDX in groundwater moving into an area of intense reduction would not
persist under normal pH conditions. RDX moving into moderately reducing or
oxidizing conditions would be highly mobile and persistent.

HMX added to soils was least stable under highly reducing conditions,
especialy at pH 6. Eh and pH conditions affected the sorption characteristics of
HMX. Highly anaerobic conditions decreased soil sorption, whereas moderately
reducing conditions promoted sorption at al pH vaues. Under highly oxidizing
conditions, a high pH (pH 8) increased HMX sorption. Results of these
investigations imply that HMX moving into groundwater would be persistent
except when under highly reducing conditions and a pH near 6.

Chapter 4 Conclusions
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